Experimental
General information: All reactions were carried out under a nitrogen atmosphere with the use of standard Schlenk techniques. The solvents were purified by standard methods under dry nitrogen before use. All commercially available reagents were used as received unless otherwise stated. The reactions were monitored by thin-layer chromatography (TLC) with Merck pre-coated aluminum plates. Flash column chromatography and preparative TLC were carried out using silica gel.
Physical measurements: 1 H-NMR and 13 C-NMR spectra were measured in CDCl 3 with a Bruker AXS 400 MHz spectrometer with the chemical shifts quoted relative to tetramethylsilane (TMS). Fast atom bombardment (FAB) mass spectra were collected with a Finnigan MAT SSQ710 system. UV-Vis spectra were recorded with a Shimadzu UV-2250 spectrophotometer. The and Pd(PPh 3 ) 4 (5% equiv) were heated at 110 o C for 18 h in a mixture of THF/2 M Na 2 CO 3 (v/v, 1:1, 30 ml). After cooling to room temperature and the addition of water, the mixture was extracted with dichloromethane, the organic phase was dried over anhydrous Na 2 SO 4 and the solvent was evaporated under reduced pressure. The residual was chromatographed using appropriate eluent to produce the title product. L-Py: (Yield: 75%). 1 H NMR (400 MHz, CDCl 3 , δ): 8. 66-8.64 (m, 1H), 7.88-7.85 (m, 2H), 7.73-7.65 (m, 2H), 7.30-7.25 (m, 4H), 7.19-7.12 (m, 7H), 7.07-7. 03 (m, 2H); 13 C NMR (100 MHz, CDCl 3 , δ): 157. 05, 149.56, 148.66, 147.45, 136.62, 133.09, 129.28, 127.70, 124.70, 123.19, 121.44, 119.84; 157.16, 154.13, 134.75, 127.88, 125.58, 118.77, 34.84, 31.22; 
General procedures for the synthesis of Pt II complexes: Under a N 2 atmosphere, each appropriate cyclometalating ligand (1.2 equiv) and K 2 PtCl 4 (1 equiv) was heated in a mixture of 2-ethoxyethanol and water (3:1, v/v) for 18 h at 90 o C. After cooling to room temperature and the addition of water, the cyclometalated Pt II μ-chloro-bridged dimer was formed as a precipitate which was collected and dried under vacuum. The dimeric Pt complex (1 equiv) and pyridine (2.5 equiv) were heated to 50 o C in chloroform for 12 h. Then the mixture was cooled to room temperature and extracted with dichloromethane. The organic phase was dried over anhydrous Na 2 SO 4 and the solvent was evaporated under reduced pressure. The residue was chromatographed using an appropriate eluent to produce the title product. 71, 151.13, 149.33, 147.17, 138.57, 137.19, 129.14, 125.72, 125.39, 124.46, 123.94, 123.39, 120.56, 117.53, 116.77 40, 157.39, 153.66, 152.34, 146.85, 141.45, 137.37, 133.65, 129.23, 128.48, 125.91, 125.76, 123.90, 122.32, 116.36, 115.92 C 51.31, H 3.35, N 8.86; found C 51.22, H 3.46, N 8.71 .
Pt-Py

OLED fabrication and measurements:
The pre-cleaned ITO glass substrates were treated with ozone for 20 min. Then, the PEDOT:PSS was deposited on the surface of ITO glass by spincoating method to form a 45 nm-thick hole injection layer. After being cured at 120 o C for 30 min in the air, the emitting layer (40 nm) was obtained by spin-coating a chloroform solution of each Pt II complex and 4,4'-N,N'-'dicarbazole-biphenyl (CBP) at various concentrations. The ITO glass was dried in a vacuum oven at 50 o C for 20 min and it was transferred to the deposition system for organic and metal deposition. TPBi (1, 3, 5-tris[N-(phenyl) -benzimidazole]-benzene) (45 nm), LiF
(1 nm) and Al cathode (100 nm) were successively evaporated at a base pressure less than 10 -6 Torr.
The EL spectra and CIE coordinates were measured with a PR650 spectra colorimeter. The J-V-L curves of the devices were recorded by a Keithley 2400/2000 source meter and the luminance was measured using a PR650 SpectraScan spectrometer. All the experiments and measurements were carried out under ambient conditions.
Computational details: Geometrical optimizations were conducted using the popular B3LYP functional theory. The basis set used for C, H and N atoms was 6-311G(d,p), while the effective core potentials with LanL2DZ basis set were employed for Pt atoms. S1 The energies of the excited states of the complexes were computed by TD-DFT based on all the ground-state geometries. The various properties of these molecules, such as HOMO, LUMO and reorganization energies (λ) were obtained from the computed results. All calculations were carried out by using the Gaussian 09 program. S2 X-ray crystallography: A single crystal of Pt-Py of suitable dimensions was mounted in thin glass fiber for collecting the intensity data on a Bruker SMART CCD diffractometer (Mo Kα radiation and λ = 0.71073 Å) in Φ and ω scan modes at 223 K. The structure was solved by direct methods followed by difference Fourier syntheses and then refined by full-matrix least-squares techniques against F 2 using SHELXL-97 S3 program on a personal computer. The positions of hydrogen atoms were calculated and refined isotropically using a riding model. All other nonhydrogen atoms were refined isotropically. Absorption corrections were applied using SADABS. S4 The crystallographic data for Pt-Py have been deposited at the Cambridge crystallographic Data Center with the deposition number CCDC-1503885. These data can be obtained free of charge on application to CCDC, 12 Union Road, Cambridge CB2 1EZ, UK (fax: (+44)1223-336-033; E-mail: deposit@ccdc.cam.ac.uk). 
